General methods. Optical rotations were measured on a JASCO DIP -370 digital polarimeter at 25 ºC. The UV spectrum was obtained on a Shimadzu UV-2401 PC spectrophotometer. IR spectra were measured on a Perkin Elmer Spectrum BX, FTIR spectrophotometer. GC analyses were conducted on a Rtx-5 30-m fused silica capillary column (split ratio ca 100:1). The following programs were used: Method A = initial temp 50 °C for 3 min, ramp 5 °C/min to 130 °C at an injector temp of 110 °C. Method B = initial temp 60 °C for 3 min, ramp 5 °C/min to 150 °C at an injector temp of 180 °C.
ethyl acetate were freshly distilled from CaH 2 . TLC analyses were performed on silica gel 60 F254 precoated-plates 250 µm. TLC visualizations were performed with 5% phosphomolybdic acid (0.2 M in 2.5% conc. H 2 SO 4 /EtOH (v/v)), I 2 vapor, 0.1 % berber-ine·HCl/EtOH or UV light. Commercial reagents were used without further purification unless specifically noted. Column chromatography was performed according to Still's procedure [1] using 100-700 times excess 32-64 µm grade silica gel unless indicated otherwise. Products separated by chromatography are specified in elution order. The purity of all stable products was estimated to be ≥ 90-95 % by inspection and integration of the 1 H and 19 F NMR spectra. In some cases the yields of products containing solvents were corrected for the solvent peak integration in 1 H NMR spectra and specified individually in the data sections. Buffered solutions (50% glycerol, 25 mM Tris-HCl (pH 7.5), 2.5 mM MgCl 2 , 0.5 mM β-mercaptoethanol, 0.5 µg/mL leupeptin and 0.5 mM phenylmethylsulfonyl fluoride) of recombinant TEAS were shipped from the Salk Institute to the University of Illinois and stored at -20 °C. Preparative incubations with TEAS were carried out as previously reported by Schenk et al [2] with modifications.
(Z)-1-Bromo-2-fluoro-3,7-dimethyl-octa-2,6-diene (7, X = Br). Known allylic bromide 7 [3] was prepared according to Corey and coworkers. [4] Thus, a solution 2-fluorogeraniol [5] (6, 183 .0 mg, 1.06 mmol) and triethylamine (218.0 mg, 2.15 mmol) in THF (6 mL) was stirred and cooled at -45 °C as methanesulfonyl chloride (161.0 mg, 1.40 mmol) was added dropwise. The resulting solution was stirred at -45 °C for 50 min, and then a solution of anh. LiBr (360 mg, 4.19 mmol) in THF (2.5 mL) was added via cannula. The mixture was allowed to warm to 0 °C and stirred for an additional 1 h at which time the reaction was judged complete by TLC analysis. Ice water (20 mL) and ice-cold hexane (30 mL) were added, and the aq la yer was extracted with hexane (4 x 40 mL). The combined organic extracts were washed with saturated aq NaHCO 3 (20 mL) and brine (15 mL) and dried over MgSO 4 . Evaporation of the solvent under reduced pressure gave bromide 7 (247 mg, 95%) as a yellow oil. The 1 H NMR spectrum of compound 7 showed that the bromide was essentially pure (>95%), and it was used Ethyl (6Z)-6-Fluoro-7,11-dimethyl-3-oxo-undeca-6,10-dienoate (8). The procedure developed by Huckin and Weiler [6] and modified by Jin et al. [7] was followed. To a cold Ethyl (2E, 6Z)-6-Fluoro-3,7,11-trimethylundeca-2,6,10-trienoate (9). The procedure developed by Sum and Weiler [8, 9] modified by Jin et al. [7] was followed. To a cold [10] (29.0 mg, 0.142 mmol) in anhydrous CDCl 3 (700 µL) was treated with 30 µL of a 0.64 M solution of trifluoroacetic acid (0.02 mmol) in CDCl 3 (final conc, 26.3 mM) at room temp. After 10 min, integration of the well-separated and diagnostic 1 H NMR signals [11] for the angular methyls of β-selinene (18a, 0.73 ppm), α-selinene (19a, 0.80 ppm), and α-cyperene (20a, 1.05 ppm) showed a mixture of these eudesmanes in an approximately 5:2.5:1 ratio, respectively, and no starting material was detected. The isomers were not separable on TLC and were identified by comparison of the 1 H NMR data extracted from the mixture with the reported data. [11] Acid-catalyzed cyclization of 1-fluorogermacrene A. A solution of 1-fluorogerma- 
Acid-catalyzed cyclization of germacrene A . A solution of (+)-germacrene A

